Abstract: A peloid's liquid phase can be mineral, sea or salt-lake water. This study examines the interactions among three materials, two special clays (bentonite and sepiolite) and one common clay, and three chemically different mineral-medicinal waters. In all clay-water mixtures, the hardness and adhesiveness decreased with the amount of water in the mixture. For a given hardness or adhesiveness, sepiolite retained more water than the other clays, especially in the presence of sulphate-rich mineral-medicinal water (73%). In contrast, the common clay retained the least amount of water (26%), and the bentonite samples returned an intermediate value for the amount of retained water (52-53%). These differences had a strong influence on the thermal behaviour of the mixtures and, hence, should be taken into account for their use in thermotherapy applications. There were no significant differences in the instrumental texture of the clay pastes according to the predominant anion in the mineral-medicinal waters.
Introduction
The preparation of peloids for therapeutic applications in spas and thalasso centres is, today, common practice. Peloids are composed of several clays that are mixed with mineral water and then left to mature for a variable length of time [1] . This maturation process required for a peloid to form is complex and involves physical, chemical, biological and physiochemical mechanisms. Peloids are semisolid systems with a solid phase often rich in clay minerals dispersed in mineral or sea water [2, 3] . The main factors controlling the characteristics of a peloid are the clay's composition and grain-size distribution and the mineral water used in the mixture [4] [5] [6] [7] [8] [9] .
In the field of pelotherapy, much emphasis is placed on sensory perception, though the impressions of users are subjective and, thus, difficult to be measured. Instrumental procedures are usually more sensitive and reproducible than subjective sensory tests in which variations in measures are generally attributed to heterogeneity among samples and to individual perception [10] . Researchers should be able to count on a set of empirical instrumental tests to quantify these properties. For a clay paste or peloid to be suitable for pelotherapeutic use, it should have certain properties such as a low cooling rate, a high absorption capacity and cation exchange capacity (CEC), good adhesiveness, ease of handling and a low hardness offering a pleasant feeling when applied to the skin [1, [11] [12] [13] .
Materials and Methods

Studied Materials
The absorbent clay samples examined, bentonite (M1) and sepiolite (M2), were supplied by the companies Clariant and Tolsa and mined from deposits in the Madrid Basin (Spain). The third clay sample is a common clay (M3) supplied by Innovarcilla S.A. from deposits in Bailén in southern Spain. The mineral-medicinal waters used were from the Spanish spas Mondariz (W1), La Hermida (W2) and Fuentepodrida (W3). Water samples were collected at the springs in polymer material bottles and were stored refrigerated until use. Distilled water (WD) was used as the control. The sites of both the clay deposits and the mineral-medicinal water springs are shown in Figure 1 .
The samples were prepared by adding water to the solids, leaving the mixture to soak and then manually homogenizing it. After preparing a paste with very little water, further water was added to obtain a more moistened and easier to manipulate product as the first of the dilution series. The series was continued until the hardness of the sample was such that the instrument did not detect it as a sample. The water contents of the different preparations were determined by drying at about 105 • C in an oven until constant weight and were expressed as percentages relative to the whole mixture.
and Fuentepodrida (W3). Water samples were collected at the springs in polymer mat s and were stored refrigerated until use. Distilled water (WD) was used as the control. The h the clay deposits and the mineral-medicinal water springs are shown in Figure 1 . 
Analytical Methodology
The mineralogical characterization of the clay samples was performed by X-ray diffraction (XRD) in a Bruker instrument model D8 ADVANCE. The bulk samples were X-rayed in the interval 2 • -65 • 2θ using randomly oriented powder and CuKα radiation at a scanning speed of 1 • 2θ/min. The clay fraction (<2 µm) was separated by centrifugation, and the samples were prepared from dispersions oriented on glass slides. The identification of clay fraction minerals was carried out on three oriented samples, including an air-dried sample, solvated with ethylene glycol and heated at 550 • C for 2 h. Diffractograms were obtained in the interval 2 • -35 • 2θ. The mineral intensity factors (MIF) method was applied to XRD peak intensity ratios normalized to 100% with calibration constants for the quantitative estimation of mineral contents [23] . This method is empirically determined to modify the reflection heights for differences due to the scattering power of different unit cells. The MIF constants provided for each mineral phase are referred to the unit intensity for a selected reference mineral (commonly corundum) as the base for normalization. The measure of the d(060) reflection in the random polycrystalline powder of the clay fraction was used to establish the dioctahedral (1.49-1.50 Å) or trioctahedral (1.52-1.53 Å) nature of the clay minerals.
The grain-size distribution was determined in the 0.01-1000 µm range using a laser diffraction particle size analyser (Malvern Mastersizer 3000). The statistical parameters considered were the mode, median (Dv50) and volume mean diameter (D [3, 4] and Dv10 and Dv90 percentiles [24] ).
The nitrogen adsorption-desorption isotherms of the samples were measured at 77 K using a Micromeritic ASAP2020 (static volumetric technique). The total specific surface area (SBET) was determined through the BET equation [25] .
The hardness and adhesiveness (texture profile analysis) were determined in a Brookfield Texture Analyzer, model LRFA 1000. The working parameters of this instrument were load 0 to 1000 g, resolution 0.10 g, precision ± 0.5% full scale range and probe speed 0.1 to 10 mm/s in 0.1 mm/s steps or 1 to 10 mm/s in 1 mm/s steps with an accuracy of ± 0.1% of the set point. The probe position can be adjusted from 0 to 75 mm with a resolution of 0.1 mm and precision of 0.1 mm. The probe used here was a stainless steel, spherical 10 mm diameter probe (reference TA 38), manufactured with a tolerance better than 0.1%. The samples were placed in a polymer recipient shaped like an inverted conical trunk, eliminating air bubbles [7, 26] . The instrument provides numerical and graphical data for each product analyzed. The samples were tested in triplicate, and the mean value was recorded for each sample. The equations best describing hardness and adhesiveness variations according to the water content of each clay-water mixture were obtained using the statistics software package Origin Pro 8 (Origin Lab Corporation, Northampton, MA, USA).
Distilled water (pH around 6.9), obtained using a Fistreen Cyclon distiller, Water Pro PS system Labconco and Synergy UV Millipore, was employed to prepare several mixtures of each clay.
The analytical procedures for the three mineral-medicinal waters were taken from Vademecum II [27] . For the sample collection method and tests described in this Vademecum, we followed the procedures from Standard Methods for Examination of Water and Wastewater (Edition 21), Official Methods of Analysis of the Association of Official Analytrical Chemists (AOAC) and US EPA.
The thermal behaviour of clay/water mixtures is defined by parameters such as specific heat capacity and cooling kinetics. To calculate the specific heat capacities of the clays, we used the equation proposed by Armijo et al. [19] . The velocity of heat loss is important, and this can be determined using curves of temperature decrease over time (cooling curves) and its derived variable: relaxation time (t r ) [19] .
The cooling curves for the clay/water mixtures were prepared according to the procedure described by Rambaud et al. [28] using baths Alpha RA 8 and E-100 (Lauda) and a thermopar (model 91100-50 Digi-Sense, Cole-Parmer Instrument Co., Vernon Hills Illinois, IL, USA). For this procedure, a 250 cm 3 polystyrene flask plus screw cap with a central hole was used. The flask was filled with the sample eliminating the air bubbles. The temperature probe was introduced through the hole in the cap, and the vessel was placed in a hot water bath at 45 • C. When the probe reached this temperature, the flask was kept for 30 min in the bath to evenly distribute the heat and was then introduced into another bath at 36 • C. Using a thermometer with a Pt 100 probe, the temperature of the sample was measured at 15 s intervals until a temperature of 36 • C. The software package Origin 8 (Origin Lab Corporation, Northampton, MA, USA) was used to obtain temperature vs. time graphs and to describe the equations for the curves that best fitted the experimental data [19] .
For each clay mineral, a regression analysis was used to model the relationship between hardness/adhesiveness and water content (%). Scatter plots showed an exponential relationship. To assess the goodness of fit of our regression model, the coefficient of determination (R-squared) was calculated. After linearization of these models, slope comparison tests (F) were used to assess the differences between the water types. The same procedure was followed for temperature against time in Thermal Properties. Statistical tests implemented in STATGRAPHICS served to determine whether the slopes of the lines were significantly different. All the statistical tests were performed using the software package STATGRAPHICS CENTURION XVIII. The significance was set at p < 0.05.
Results
Characterization of the Clay Samples
Bulk and clay mineral contents, grain-size distributions and BET specific surface areas of the three clays analysed are provided in Tables 1 and 2 .
Sample M1 shows a predominance (95%) of mainly trioctahedral clay minerals (d(060) = 1.529 Å). Quartz and feldspar (K-feldspar and plagioclase) were detected in proportions lower than 5%. The clay fraction (<2 µm) shows Mg-smectite as the main component (92%), with minor amounts of illite (8%) and traces of kaolinite and sepiolite ( Figure 2 ). The Mg-smectite content of the bulk clay sample was 87%. The 001 reflection of smectite appeared at 15.17 Å in the randomly oriented powder sample, indicating divalent cations in the interlayer. (10) Illite (41) Calcite (10) Kaolinite + Chlorite (7) Plagioclase (4) Dolomite (4) Pyrite ( Sample M2 was composed largely of clay minerals (99%), showing traces (<1%) of quartz and plagioclase ( Figure 2 ). The clay fraction showed a predominance of sepiolite (98%) and minor amounts of smectite (2%). The sepiolite content of the bulk clay sample was 97%. According to Pozo et al. [29] , the XRD powder pattern is characteristic of a high "crystallinity" sepiolite (HCS).
In the common clay sample (M3), dioctahedral clay minerals (d(060) = 1.501 Å) predominate (67%) along with lower contents of quartz (10%) and calcite (10%) and minor percentages (<5%) of dolomite, plagioclase, K-feldspar, pyrite, cristobalite and gypsum ( Figure 2 ). The clay fraction (<2 µm) shows Al-smectite (52%) and illite (41%) as the main components, with minor amounts of kaolinite + chlorite (probably clinochlore) (3%).
The particle-size distributions including both frequency and cumulative plots are shown in Figure 3 . Samples M1 and M3 show a more symmetric and unimodal frequency plot, whereas sample M2 displays an asymmetrical bimodal frequency plot. When we compared the particle-size distributions, the higher modes (7.33-23.8 µm) and medians (9.45-18.00 µm) were the higher values recorded in the common clay sample (M3), whereas the special clays (M1 and M2) showed similar lower values ( Table 2 ). The volume mean diameter (29.40 µm) and Dv90 (63.2 µm) of M3 reveal this is the coarser-grained sample.
In the common clay sample (M3), dioctahedral clay minerals (d(060) = 1.501 Å) predominate (67%) along with lower contents of quartz (10%) and calcite (10%) and minor percentages (<5%) of dolomite, plagioclase, K-feldspar, pyrite, cristobalite and gypsum (Figure 2) . The clay fraction (<2µm) shows Al-smectite (52%) and illite (41%) as the main components, with minor amounts of kaolinite + chlorite (probably clinochlore) (3%). distributions, the higher modes (7.33-23.8 µm) and medians (9.45-18.00 µm) were the higher values recorded in the common clay sample (M3), whereas the special clays (M1 and M2) showed similar lower values ( Table 2 ). The volume mean diameter (29.40 µm) and DV90 (63.2 µm) of M3 reveal this is the coarser-grained sample. The BET specific surface area of the sepiolite sample (M2) was the highest, with values reaching 293 m 2 /g ( Table 1 ). The different grain-size distributions and mineralogical assemblages could explain the significant differences in BET between sample M1 (145 m 2 /g) and M3 (29 m 2 /g). Uniformity is a measure of the absolute deviation from the median. It is a dimensionless parameter, and higher values of uniformity indicate more polydispersed samples.
The BET specific surface area of the sepiolite sample (M2) was the highest, with values reaching 293 m 2 /g ( Table 1 ). The different grain-size distributions and mineralogical assemblages could explain the significant differences in BET between sample M1 (145 m 2 /g) and M3 (29 m 2 /g). Table 3 lists the results of our physicochemical analysis of the three mineral-medicinal waters used to prepare the pastes. All three waters are of strong mineralization and classified as bicarbonates (W1), chlorides (W2) and sulphates (W3), since HCO 3 − , Cl − and SO 4 2− concentrations exceeded 20% equivalent in all three cases to more than 1 g/L of dry residue [27] . 
Mineral-Medicinal Waters
Hardness (TPA)
The hardness variations with clay/water proportions for the three clays analyzed are shown in Figure 4 . The bentonite, sepiolite and common clay samples showed similar behaviour in the clay/water mixtures with the hardness decreasing with increasing water content. Armijo et al. [14] reported that the hardness of different clay/water mixtures decreases with increasing water content according to a negative exponential curve. These authors proposed the measurement of the parameters H0, X0 and X300 where H0 is defined as the hardness of the mixture, X0 as the minimum water percentage of a product that could be used as a peloid and X300 as the amount of water needed to obtain that hardness. A0 is the adhesiveness of the mixture for water percentage X0, and XA is the additional percentage of water needed for adhesiveness to decrease to the number e. According to the hardness values determined by Pozo et al. [7] for peloids used in Spanish spas, the mean hardness is 300 g.
The values of H0, X0 and X300 obtained for the mixtures of the clays M1, M2 and M3 with different water types are shown in Table 4 . These results are consistent with the interpretation of the graph in Sample M3 was observed to retain the least amount of water (<40%) for any hardness value considered. In contrast, the M2 sample retained the higher water content (>60%), while M1 showed an intermediate behaviour such that any hardness could be obtained using water contents greater than 40%.
When we examined the effect of the main anion of the mineral-medicinal waters used to prepare the paste, a small variation was detected between M1 (bentonite) and M3 (common clay), such that the curves for the three waters and for the distilled water blank overlapped. In sample M2 (sepiolite), significant differences in terms of water retention were observed according to the type of water used. Thus, the sulphate-rich waters (W3) seemed to favour water retention for a given hardness value. In other words, a particular hardness could be obtained using a smaller amount of clay when the sepiolite sample (M2) was mixed with the water containing sulphates (W3). This means that for any hardness requirement, the amount of water necessary will always be greater when sepiolite is used, especially in mixtures with sulphate-rich waters.
Armijo et al. [14] reported that the hardness of different clay/water mixtures decreases with increasing water content according to a negative exponential curve. These authors proposed the measurement of the parameters H 0 , X 0 and X 300 where H 0 is defined as the hardness of the mixture, X 0 as the minimum water percentage of a product that could be used as a peloid and X 300 as the amount of water needed to obtain that hardness. A 0 is the adhesiveness of the mixture for water percentage X 0 , and X A is the additional percentage of water needed for adhesiveness to decrease to the number e. According to the hardness values determined by Pozo et al. [7] for peloids used in Spanish spas, the mean hardness is 300 g.
The values of H 0 , X 0 and X 300 obtained for the mixtures of the clays M1, M2 and M3 with different water types are shown in Table 4 . These results are consistent with the interpretation of the graph in Figure 4 . For each clay mineral, an exponential regression analysis was used to model the relationship between hardness and water content (%). To assess the goodness of fit of our regression model, the coefficient of determination (R-squared) was calculated, and after linearization of these models (Table 5) , slope comparison tests were used to assess the differences between the water types (Table 6 ). No significant differences were observed in the hardness variations shown by the peloids as water contents were varied for W1, W2, W3, WD and the clays M1 (F = 0.79, p = 0.5114) and M3 (F = 2.60, p = 0.0842). For the sepiolite, M2 differences in hardness depended on the water type used (p = 0.0004). Between WD and W1, no significant differences were detected (F = 1.85, p = 0.1954). When we compared the hardness of the peloids prepared with the three different clays (Figure 4 ), significant differences appeared among the three types: M1, M2 and M3 (F = 26.95, p = 0.0000).
To obtain a reference hardness of 300 g, sample M1 retained the greater amount of water when W1 was used in similar proportions to that necessary with distilled water (53%). Using W2 or W3, the water retention was slightly lower.
In the case of sample M2, the greatest water retention (73%) was noted for W3. For the use of waters W1 and W2, this retention was somewhat lower but still higher than the value recorded for distilled water.
The lowest water content (greater proportion of clay) to obtain a hardness of 300 g was observed for the common clay sample M3, such that a hardness of around 26% was attained using any one of the four waters.
Adhesiveness (TPA)
The variation in adhesiveness according to the clay/water proportion for the three samples examined is shown in Figure 5 . No significant differences in the adhesiveness of the peloids emerged when we modified the contents of the waters W1, W2, W3 and WD and the clays M1 (F = 0.54, p = 0.6624) and M3 (F = 2.29, p = 0.1350). In contrast, significant differences according to the water used in the mixture did arise Adhesiveness diminishes as the proportion of water in the mixture increases such that its behaviour is similar to that of hardness. As a reference, the mean value of the peloids employed in Spanish spas is of the order of 4500 g.s [7] . To obtain this level of adhesiveness in the bentonite mixtures, the greater clay contents (lowest amount of water) were observed for sample M3 with any type of water (Table 4) . Conversely, this adhesiveness was recorded in sample M2 using the highest water content, especially when the mineral-medicinal water W3 was employed. In the case of M1, the content of water retained was between those of M2 and M3.
No significant differences in the adhesiveness of the peloids emerged when we modified the contents of the waters W1, W2, W3 and WD and the clays M1 (F = 0.54, p = 0.6624) and M3 (F = 2.29, p = 0.1350). In contrast, significant differences according to the water used in the mixture did arise for sample M2 (F = 6.22, p = 0.0034). However, among all the comparisons possible, there were no significant differences for WD versus W2 (F = 0.01, p = 0.9431) or for W1 versus W3 (F = 1.34, p = 0.2712). When comparing the three clays, differences in this variable were always significant (F = 14.90, p = 0.0000).
Thermal Properties
For the desired thermal properties of clay/water mixtures or peloids, a large volume of water is important. The clay particle size determines the adsorption capacity as does the presence of external and internal surfaces where water molecules are retained [18, 30] .
Considering the percentages of the different waters used to prepare the clay/water mixtures with the same hardness of 300 g, it is possible to calculate the heat capacities and, therefore, assess their potential thermotherapeutic effects [31] . To calculate the specific heat capacities of the clays, the equation proposed by Armijo et al. [19] was used.
The variable that describes cooling velocity t r is designated as the relaxation time. This measure is defined as the time needed for a variable in exponential decrease to fall from its initial value by 63.2% of its amplitude. In this case, for a starting temperature of 45 • C and a final temperature of 36 • C, the amplitude is 9 • C and the first relaxation time t r will be the time taken for the temperature to drop to (36 + 9/e), that is, 39.3 • C [19] .
Our results (Table 7) indicate that pastes with a hardness of 300 g can be prepared with specific heat capacities that range from 2659 to 2685 J/(kgK) for the M1 clay/water mixtures, 3133 to 3357 J/(kgK) for the M2 clay/water mixtures and 1712 to 1721 J/(kgK) for the M3 clay/water mixtures. Taking into account the different types of water, the paste consisting of M2 and W3 presented the highest specific heat capacity. Obviously, these differences are related to the percentage of water retained and, thus, to the type of clay minerals forming the clay/water mixture. Another aspect that needs to be considered when assessing the thermal behaviour of a clay/water mixture or peloid is its capacity to slow release heat [7, 19, 32] . The cooling curves shown in Figures 6 and 7 were used to calculate the relaxation times (t r ) of the clay-water mixtures. For each clay mineral, an exponential regression analysis was used to model the relationship between temperature and time by each type of water. The linearization of these models is presented in Table 8 . A large value of the relaxation time indicates a slower velocity of heat release. In Table 7 , those variables are provided for the clay/water mixtures prepared with mineral-medicinal waters and distilled water for a hardness of 300 g.
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prepared with sample M2 and any water show the least heat loss (nearly 10 min), whereas that prepared with M3, also with any water, will lose heat more rapidly (around 5 min).
Our statistical study of the cooling curves, which show the temperature variation of the peloid over time, indicates that for the pastes formed using the materials M1 (F = 0.30, p = 0.8259), M2 (F = 0.44, p = 0.7226) and M3 (F = 1.06, p = 0.3641), no differences exist among the four waters employed. When comparisons were made among the pastes consisting of the three clays mixed with the four types of water, significant differences in temperature changes over time were detected for the three clays (F = 3.18, p = 0.0005).
Discussion
This study reports an increase in both the instrumental hardness and adhesiveness of a clay/water mixture as its clay content increases and, thus, also as the mixture's viscosity increases. In every mixture, the proportion of water was higher when the clay was sepiolite rather than bentonite or common clay. In effect, sepiolite has a high water-retention capacity and may absorb an amount of water equivalent to 200-250% of its own weight [33] .
The solid phase of a clay/water mixture will, in large measure, determine its viscosity [17, 33] . These data indicate that the clay/water mixtures prepared with sample M2 and any water show the least heat loss (nearly 10 min), whereas that prepared with M3, also with any water, will lose heat more rapidly (around 5 min).
Our statistical study of the cooling curves, which show the temperature variation of the peloid over time, indicates that for the pastes formed using the materials M1 (F = 0.30, p = 0.8259), M2 (F = 0.44, p = 0.7226) and M3 (F = 1.06, p = 0.3641), no differences exist among the four waters employed.
When comparisons were made among the pastes consisting of the three clays mixed with the four types of water, significant differences in temperature changes over time were detected for the three clays (F = 3.18, p = 0.0005). 
The solid phase of a clay/water mixture will, in large measure, determine its viscosity [17, 33] . This factor is conditioned by how the clay particles are arranged in a coherent network and by the composition, size and shape of these particles. Further, clay mineral particles aggregate, and these aggregates will assemble through different mechanisms determined mostly by the composition, pH and ion strength of the clay [34, 35] .
The clay/water mixtures prepared for this study contained high solid concentrations (>20% wt.%), and this conditions the aggregation state and properties of the mixtures. The water used to prepare the clay pastes varied in ion composition, and this, as described by Casás et al. [17, 31] , gives rise to pastes with different properties, depending especially on the electrolytes present in the mud [6, 32, [36] [37] [38] . The rheological properties of the mixtures are important as they affect their application and spreading [39] along with their thermotherapeutic properties.
Clay/water mixtures used to prepare peloids are highly concentrated clay suspensions and, thus, show the rheological features of semisolid products [39] [40] [41] . The different behaviour and rheological properties of concentrated laminar or fibrous clay mineral particle suspensions may be explained by individual aggregation mechanisms and aggregate size [42] [43] [44] .
The interactions of sepiolite, bentonite and common clay with water may be conditioned by particle size, morphology and structural features. Clay minerals mostly form gels in water [45] .
The swelling capacity and colloid behaviour of bentonites composed of smectites are determined by layer composition, their charge and the exchangeable interlayer cation [46, 47] .
As sepiolite is a non-swelling fibrous clay mineral, the fibre length and silanol groups on the fibre surfaces play a key role in aggregating the fibres in bundles to form a random network, which captures water and enhances viscosity. Thus, sepiolite is less sensitive to electrolytes than smectite [48, 49] .
The common clay used here is composed mostly of Al-smectite and illite, with a high proportion of non-clay minerals (33%), which explains the differences in the grain size distribution and, hence, its lower capacity to retain water.
The water contents of clay/water mixtures determine their thermophysical properties [16] [17] [18] . For purposes of thermotherapy, the best thermal behaviour was shown by the mixture containing sepiolite and sulphate-rich mineral water, which had a specific heat of 3357 J/(kgK) and a t r of 10 min. This mixture also had a higher water content than the mixtures containing bentonite or common clay.
Conclusions
Instrumental hardness and adhesiveness showed an exponential decrease with the content of mineral-medicinal or distilled water in the mixtures prepared. The clay/water concentration affected the viscosity of the clay/water mixtures and, thus, their instrumental hardness and adhesiveness.
Sepiolite retained more water (>60%) that the other clays for a particular instrumental hardness or adhesiveness of the mixture. In contrast, the common clay retained the least amount of water in the mixture when prepared with any of the waters tested.
For a reference instrumental hardness of 300 g, a sepiolite content of around 27% was needed, and this increased to 74% when the common clay was used. For the bentonite, an intermediate content of around 47% (53% of water) was needed.
When mixed with sulphate-rich mineral-medicinal water, sepiolite showed the best thermal behaviour because it was able to retain 73% of water and showed a specific heat capacity of up to 3357 J/(kgK) and a t r value of 10 min. The common clay showed the worse thermal behaviour because it could only retain 26% of water.
The instrumental hardness and adhesiveness of the tested clay/water mixtures were poorly affected by the predominant anion in mineral-medicinal water. Only for the sepiolite sample was a slight difference observed among distilled, sulphate-rich, chloride-rich and bicarbonate-rich waters. 
